WO 2004/012736 



Fig. 1 



B(OH) 2 



1/7 



-NHR 



PdCI 2 (PPh 3 ) 2 , 
Na 2 CQ 3 

DMF, H 2 0 



10/523422 



PCT/US2003/024294 




NHR 



2 R= H - 

3 R = Boc- 



Boc 2 0 



4 R= Boc 

5 R = H.HC! 



HCI, 
AcOEt 




Fig. 2 




WO 2004/012736 



Fig. 3 



10/523422 

PCT/US2003/024294 



2/7 



H3 V^ 

(^j[Q>-B(OH) 2 + Br-<^~^-NHR 



PdCI 2 {PPh 3 ) 2 , 
Na 2 CQ 3 ^ 

DMF. H 2 0 



H,C 




NHR 



14 R = H 

15 R = Boc 



BocgO 



16 R = Boc 

17 R = H.TFA 



TFA 



N-S 



ci yV^ ci 6 



O CI 



H,C 




17 



O CI 




8 



H 3 C 




Fig. 4 




A-32 to A-34 




% 10/5234 

WO 2004/012736 PCT7US2003/024294 

3/7 



Fig. 5 




Fig. 6 




° F ° NHR 

26 A-41 to A-45 



WO 2004/012736 

Fig. 7 



4/7 



PdCI 2 (PPh 3 ) 2j 
Cul, PPh 3 , Et 3 N H 3 C 
NHR ► 



27 



28 R=H - 

29 R = Boc 



Boc 2 0 



10/523422 



PCT/US2003/024294 




30 R = Boc 

31 R = H.2HCI 



NHR 



HCI, 
AcOEt 



N 



31 



CI 




_ c , NMP, DIEA 



CI 



H 3 C 



32 R=CI 




A-55 R = NH(CH2) 3 N(CH 3 ) 2 



H 2 N(CH2)3N(CH 3 )2 



Fig. 8 




B(OH) 2 + I 



NHBoc 



PdCI 2 (PPh 3 ) 2 , 
Na 2 CQ 3 

DMF, H 2 0 




33 



34 R= Boc 

35 R = H.TFA 



NHR 



TFA 



N-S 



CI 



o CI 



CI 6 




NH 2 



35 



O CI 



O - 

36 



CI 




WO 2004/012736 



Fig. 9 



5/7 



10/523 

PCT/US2003/024294 




H 2 NR 




A-46 to A-47 




37 



H 2 NR 




A-48 to A-50 



NHR 



Fig. 10 




38 39 R=CI 



A-51 R = HN(CH 2 )3N(CH3)(CH 2 ) 3 NH 2 

A-52 R = HN(CH 2 ) 2 NH 2 

A-53 R = HN(CH 2 ) 3 NH 2 

A-54 R = HN(CH 2 ) 3 N(CH 3 ) 2 



WO 2004/012736 



Fig. 11 



CO- 



-B(OH) 2 



t-Bu-O 40 



-NHBoc 



6/7 



PdCI 2 (PPh 3 )2. 
Na 2 CQ 3 ^ 

DMF, H z O 



10/523422 

PCT/US2003/024294 




NHR 



41 R a = R = Boc 

42 R a = H, R b = H.TFA 



TFA 




Fig. 12 




44 A-62 to A-66 



WO 2004/012736 



10/523422 

PCT/US2003/024294 



7/7 



Fig. 13 



oo- 



B(OH) 2 + CI — (' VNHBoc 



N= 



PdCI 2 (PPh 3 ) 2 . 
Na 2 CQ 3 ^ 

DMF, H z O 




\\ /? — NHR 

-S , N- 



45 



21 



46 R= Boc 

47 R = H.TFA 



TFA 



N-s 

c vV" a 6 



o CI 




47 




6 CI 





49 



A-72 to A-76 



